The title compound crystallizes in the triclinic space group P1 with a = 9.55(3), b = 10.61(4), c = 10.76(4)Å, a = 101.25(6), b = 95.96(6), g = 94.64(6)˚, V = 1058(7)Å 3 , and Z = 2. An X-ray structure analysis of this compound proves a surprising constitution of a product, which is formed in a new type of rearrangement reaction.
Allenyl sulfoxides are important building blocks in synthesis, 1 and can easily be prepared by the esterification of propargyl alcohols with sulfenyl chlorides, followed by a spontaneous [2, 3] -sigmatropic rearrangement of the resulting propargyl sulfenates. 2 In the case of diynediols of type 1, however, an analogous treatment with sulfenyl chlorides does not lead to simple 1,2,4,5-tetraenes (Fig. 1) . Recently, it has been shown that hexa-1,5-dien-3-yne-2,5-diyl bissulfenates are formed instead via a cascade of four [2, 3] -sigmatropic rearrangements. 3, 4 Thus, we expected the formation of such a product 3 when reacting diol 1 with benzenesulfenyl chloride in the presence of the base triethylamine. Instead, we isolated exclusively a paleyellow solid (35% yield based on 1), which turned out to be an isomeric subsequent product. Based on NMR, IR, and MS data as well as elementary analysis, we suggested the tentative structure 4 for the surprising product. 4 Fortunately, we were able to prove this proposal by a single-crystal X-ray structure analysis. The synthesis of several compounds of type 4 and their application in Diels-Alder reactions will be reported elsewhere.
Single crystals of 4 were obtained by cooling a solution containing 4 in chloroform to -30˚C. Pale-yellow plates with m.p. 78 -79˚C were formed. Since these plates were of minor crystallinity, the precision of the lattice parameters are of minor, but sufficient, quality. The molecular structure of 4 is shown in Fig. 2 , together with the atomic numbering scheme; crystal and experimental data are given in Table 1 ; selected bond distances (Å) and bond angles (˚) are presented in Table 3 . The structure was solved by direct methods with SHELXS-97 5 and refined by full-matrix least-square procedures on F 2 , using the program SHELXL-97. 6 All non-hydrogen atoms were refined anisotropically. All hydrogen atom positions were refined using a riding model.
Molecules of compound 4 have the solid state C1 symmetry. The carbonyl carbon atoms C1 and C2, respectively, are perfectly sp 2 hybridized, as expressed by the sum of their torsion angles (C1: 360.0(5)˚, C2: 360.0(5)˚). Furthermore, the highest deviation of the calculated mean planes of atoms C1, C2, C14, Due to the non-planarity of the R-C(=O)-C C-C(=O)-R fragment, the degree of orbital overlap is reduced, and therefore the formation of an extended p-conjugated system cannot be observed; the C C bond length between C2 and C3 (1.206(5)Å) is in the expected range of C,C triple bonds. 
